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Reagents were obtained from commercial suppliers and used as received. Lipases (EC 3.1. 
Generation of dynamic systems and lipase-catalyzed asymmetric transformation
The dynamic systems were generated by adding each nitropropene (1 equiv., 0.05 mmol), together with 2,5-dihydroxy-1,4-dithiane 7 (0.5 equiv., 0.025 mmol) and tetramethylguanidine (TMG, 0.025 mmol) in dry toluene (0.6 mL). After adding acylating reagent (3 equiv., 0.15 mmol), the solution was transferred to a 1.5 mL sealed-cap vial containing BCL (immobilized on diatomaceous earth, Amano Enzyme Inc., transesterification activity > 500 u/g, 150 mg), ZnI 2 (0.5 equiv., 0.025 mmol) and ground 4Å molecular sieves under argon atmosphere, pre-dried for 2 days before use. The reaction vials were subsequently kept at room temperature under continuous shaking (around 500 rpm).
General procedure for synthesis of compounds 6 and 9
A solution of aldehyde (1.05 mmol), nitroethane (2.5 mL), and ammonium acetate (0.675 mmol) was refluxed for 20 h. After evaporation of excess nitroethane, the resulting yellow solid was taken up in CH 2 Cl 2 (3 mL), and washed with H 2 O (3 × 3 mL). The organic phase was dried over MgSO 4 , filtered and evaporated under vacuum. The crude product was purified by column chromatography using ethyl acetate and hexanes as eluent (1:4, v/v). 
2,4-Dimethoxy-1-(2-nitroprop-1-enyl)benzene (6)
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General procedure for synthesis of racemic mixtures of compounds 13, 14
Solutions of compounds 6 or 9 (0.5 mmol), 2,5-dihydroxy-1,4-dithiane (0.25 mmol), and TEA (0.25 mmol) in CH 2 Cl 2 (3 mL) were heated to 40 o C under stirring for 3 h. The resulting mixtures were washed with 1 M HCl and brine, dried over MgSO 4 , filtered and evaporated under vacuum. The crude products were purified by column chromatography using ethyl acetate and hexanes as eluent (1:6, v/v), yielding compounds 13 and 14, respectively. The compounds were dissolved in CH 2 Cl 2 (3 mL), and subsequently acylated using acetyl chloride (6 equiv.) and pyridine (0.8 equiv.) at room temperature over 5 d. The resulting reaction mixtures were neutralized with 1 M HCl, washed with water and brine, dried over MgSO 4 , and evaporated under vacuum. The crude products were purified by column chromatography with ethyl acetate and hexanes as eluent (1:4, v/v). 364.08253. 4, 21.0, 29.5, 50.4, 56.3, 56.3, 78.7, 96.9, 111.3, 112.2, 121.8, 125.5, 149.2, 150.0, 170.0 
5-(2,4-Dimethoxyphenyl)-4-methyl-4-nitro-tetrahydrothiophen-3-yl acetate isomer A (13A)
5-(2,4-Dimethoxyphenyl)-4-methyl-4-nitro-tetrahydrothiophen-3-yl acetate isomer B (13B)
5-(3,4-Dimethoxyphenyl)-4-methyl-4-nitro-tetrahydrothiophen-3-yl acetate isomer A (14A)
